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General experimental section
All reagents and solvents were purchased from either Sigma Aldrich or Alfa Aesar and used without further purification. Toluene and tetrahydrofuran were distilled over sodium, and dichloromethane was distilled over calcium hydride. Benzaldehyde oxime and acetophenone oxime were prepared according to the literature procedure [1] , as was N-benzylpent-4-en-1-amine [2] . Column chromatography was carried out using Silica 60A (particle size 40-63 µm, Silicycle, Canada) as the stationary phase, and TLC was performed on precoated silica gel plates (0.20 mm thick, Sil G UV 254 , Macherey-Nagel, Germany) and observed under UV light. 1 H and 13 C NMR spectra were recorded on Bruker AV III 500, Bruker AV II 400 and Bruker AV 300 instruments. Chemical shifts are reported in parts per million (ppm) from low to high frequency and referenced to the residual solvent resonance. Coupling constants (J) are reported in hertz (Hz). Standard abbreviations indicating multiplicity were used as follows: s = singlet, d = doublet, t = triplet, dd = double doublet, q = quartet, m = multiplet, b = broad. Melting points (mp) were determined using a Sanyo Gallenkamp apparatus and are reported uncorrected. Mass spectrometry was carried out at the EPSRC National Mass Spectrometry Service Centre, Swansea, UK.
Synthesis and experimental section
Oxime carbonates 1a-f, and 2a,b were prepared as described previously [1] . 4, 112.0, 127.2, 127.7, 128.0, 128.3, 130.4, 139.6, 143.1, 152.3, 204.7 .
1-(2-(Furan-2-yl)phenyl)ethan-1-one
1-(2-(Furan-2-yl)phenyl)ethan-1-one oxime
To a stirred solution of 1- (2-(furan-2-yl) 6, 108.8, 111.7, 127.4, 127.7, 128.9, 129.3, 129.4, 135.0, 142.6, 152.3, 159 .0.
1-(2-(Furan-2-yl)phenyl)ethanone O-ethoxycarbonyl oxime (3)
To a 0 °C solution of the oxime (0.36 g, 1.76 mmol, 1.0 equiv) and pyridine (0.14 mL, 1.0 equiv) in CH 2 Cl 2 (20 mL) was added dropwise ethyl chloroformate (0.17 mL, 1.0 equiv). The yellow solution was allowed to warm to rt and stirred for 18 h. The reaction mixture was diluted with CH 2 Cl 2 (100 mL) and washed with 1 M HCl (100 mL), sat. aqueous NaHCO 3 (100 mL) and brine (100 mL 4, 17.8, 64.7, 109.1, 111.9, 127.4, 127.8, 129.3, 129.7 (x2), 133.0, 142.9, 151.9, 153.9, 166.4 .
1,3-Diphenylpropan-1-one oxime
A suspension of 1,3-diphenylpropan-1-one (3.045 g, 14.5 mmol, 1.0 equiv), hydroxylamine hydrochloride (2.012 g, 28.9 mmol, 2.0 equiv) and sodium acetate (2.371 g, 28.9 mmol, 2.0 equiv) in EtOH (100 mL) was heated under reflux for 18 h. 2, 32.6, 64.7, 126.4, 127.3, 128.3, 128.6, 128.7, 130.6, 133.7, 140.4, 153.9, 165.4 
UV photolysis of 1,3-diphenylpropan-1-one O-ethoxycarbonyl oxime (4)
According to the general procedure with compound (4) (56 mg bottom: computer simulation. 
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Computational methods
Radical ground-state calculations were carried out by using the Gaussian 09 program package [4] . Becke's three-parameter hybrid exchange potential (B3) was used with the LYP correlation functional, B3LYP. This method has previously described the chemistry of iminyl radicals accurately. The standard split-valence 6-31+G(d) basis set was initially employed and then the computations were extended to the UB3LYP/6-311+D(2d,p) level. Geometries were fully optimised for all model compounds. Optimised structures were characterised as minima or saddle points by frequency calculations. The experimental kinetic and spectroscopic data was all obtained in the nonpolar hydrocarbon solvents tert-butylbenzene or cyclopropane. Solvent effects, particularly differences in solvation between the neutral reactants and neutral transition states, are therefore expected to be minimal. In view of this, no attempt was made to computationally model the effect of the solvent.
